(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(19) World Intellectual Property Organization 

International Bureau 

(43) International Publication Date 
7 August 2003 (07.08.2003) 




PCT 



(10) International Publication Number 

wo 03/065465 A2 



(51) International Patent Classification*^: 



HOIL 33/00 



(21) International Application Number: PCT/JP03/00798 

(22) International Filing Date: 28 January 2003 (28.01.2003) 

(25) Filing Language: English 

(26) Publication Language: English 



(30) 



Priority Data: 

2002-18188 
2002-26271 
60/356,756 
60/356,738 



28 January 2002 (28.01.2002) JP 

4 February 2002 (04.02.2002) JP 

15 February 2002 (15.02.2002) US 

15 February 2002 (15.02.2002) US 



(71) Applicant (for all designated States except US): SHOWA 
DENKO K.K. [JP/JP]; 13-9, Shiba Daimon 1-chome, Mi- 
nato-ku, Tokyo 105-8518 (JP). 

(72) Inventors; and 

(75) Inventors/Applicants (for US only): UDAGAWA, 
Takashi [JP/JP]; Showa Denko K.K Corporate R & 
D Center, 1505, Shimokagemori, Chichibu,, Saitama 
369-1871 (JP). YAIVIASHITA, Tamotsu [JP/JP]; Showa 
Denko K.k. Corporate R&D Center, 1-1, Ohnodai, 
1-Chome, IVIidori-ku, Chiba, 267-0056 (JP). 



(74) Agents: FUKUDA, Kenzo et al.; Kashiwaya Bldg. 2F, 
6-13, Nishishinbashi, 1-Chome, Minato-ku, Tokyo 105- 
0003 (JP). 

(81) Designated States (national): AE, AG, AL, AM, AT, AU, 

AZ, BA, BB, BG, BR, BY, BZ, CA, CH, CN, CO, CR, CU, 
CZ, DE, DK, DM, DZ, EC, EE, ES, FT, GB, GD, GE, GH, 
GM, HR, HU, ID, IL, IN, IS, KE, KG, KR, KZ, LC, LK, 
LR, LS, LT, LU, LV, MA, MD, MG, MK, MN, MW, MX, 
MZ, NO, NZ, OM, PH, PL, PT, RO, RU, SC, SD, SE, SG, 
SK, SL, TJ, TM, TN, TR, TT, TZ, UA, UG, US, UZ, VC, 
VN, YU, ZA, ZM, ZW. 

(84) Designated States (regional): ARIPO patent (GH, GM, 
KE, LS, MW, MZ, SD, SL, SZ, TZ, UG, ZM, ZW), 
Eurasian patent (AM, AZ, BY, KG, KZ, MD, RU, TJ, TIVI), 
European patent (AT, BE, BG, CH, CY, CZ, DE, DK, EE, 
ES, FI, FR, GB, GR, HU, IE, IT, LU, MC, NL, PT, SE, SI, 
SK, TR), OAPI patent (BF, BJ, CF, CG, CI, CM, GA, GN, 
GQ, GW, ML, IVIR, NE, SN, TD, TG). 

Published: 

— without international search report and to be republished 
upon receipt of that report 

For two-letter codes and other abbreviations, refer to the "(Juid- 
ance Notes on Codes and Abbreviations" appearing at the begin- 
ning of each regular issue of the PCT Gazette. 



< 

^ 

tf} (54) Title: BORON PHOSPHIDE -BASED SEMICONDUCTOR DEVICE, PRODUCTION IVIETHOD THEREOF, LIGHT-E1S4IT- 
^ TING DIODE AND BORON PHOSPHIDE-BASED SEMICONDUCTOR LAYER 



(57) Abstract: A boron phosphide-based semiconductor device enhanced in properties includes a substrate (11) composed of a 
{ lll}-Si single crystal having a surface of {111 } crystal plane and a boron phosphide-based semiconductor layer formed on the 
surface of the substrate and composed of a polycrystal layer (12) that is an aggregate of a plurality of triangular pyramidal single 
crystal entities (13) of the boron phosphide-based semiconductor crystal, wherein each single crystal entity has a twining interface 
that forms an angle of 60° relative to a <1 10> crystal direction of the substrate. 
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DESCRIPTION 

BORON PHOSPHIDE-BASED SEMICONDUCTOR DEVICE, 
PRODUCTION METHOD THEREOF, LIGHT-EMITTING DIODE AND 
BORON PHOSPHIDE-BASED SEMICONDUCTOR LAYER 

Cross Reference to Related AppHcations: 

This application is an application iSIed under 35 U.S.C. §lll(a) 
claiming the benefit pursuant to § 119(e)(1) of the filing date of Provisional 
Apphcation Serial Nos. 60/356,738 and 60/356,756, both filed February 15, 
2002 pursuant to 35 U.S.C. §lll(b). 

Technical Field: 

The present invention relates to a crystal structure of a boron 
phosphide-based semiconductor layer formed on a silicon (SO single crystal 
(siHcon) substrate, which is suitable for obtaining a boron phosphide-based 
semiconductor device, to a boron phosphide-based semiconductor device 
having the structure, to a method of producing the semiconductor device 
and to a hght-emitting diode. 

Background Art: 

There are conventionally known techniques of forming by the use of 
boron phosphide (BP) a semiconductor Hght-emitting device, such as a light- 
emitting diode (LED) and a laser diode (LD), which is one of boron 
phosphide semiconductors containing boron (B) and phosphorus (P) as 
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constituent elements (see, U.S. Patent No. 6,069,021). Conventional boron 
phosphide light-emitting devices are fabricated using, for example, a 
stacked layer structure where a boron phosphide layer is formed as a buffer 
layer on a substrate composed of a sihcon single crystal (silicon) (see, U.S. 
Patent No. 6,069,021, supra). In recent years, there has been invented a 
stacked layer structure for semiconductor hght-emitting devices, which has 
a light-emitting part comprising a pn-junction double hetero structure that 
uses as a clad layer a boron phosphide layer with a wide bandgap (see, 
Japanese Patent Application No. 2001-158282). 

It has been heretofore known that on a siHcon substrate, a boron 
phosphide single crystal layer comprising the same crystal plane as the 
crystal plane constituting the substrate surface grows. For example, on a 
{100}-Si siagle crystal substrate, the surface of which is a {100} crystal plane, 
a boron phosphide single crystal layer comprising {lOO} crystal planes 
stacked in parallel with the substrate surface is known to grow (see, 
"Semiconductor Technology (First Volume)" by Katsufusa SHONO, 9th imp., 
page 77, Tokyo University Publishing Associati.on (June 25, 1992)). It is 
also known that on a siHcon substrate, a boron phosphide single crystal 
layer not containing a twin crystal (twinning) at all can be grown (see, 
"Semiconductor Technology (First Volume)", supra, page 98). On the other 
hand, it is known that a {lOO}-boron phosphide single crystal layer 
containing twining can also be obtained (jsee, "Semiconductor Technology 
(First Volume)", supra, pages 99-100). 



wo 03/065465 



PCT/JP03/00798 



- 3 - 

Conventional techniques disclose that the twinning contained in a 
boron phosphide layer has a property of relaxing the mismatching ratio 
between crystal lattices (see, ''Semiconductor Technology (First Volume)", 
supra., page 100). Accordingly, when a boron phosphide-based 
semiconductor layer containing twinning is used, this can contribute to the 
production of an LED having excellent characteristics including high 
emission intensity, for example. However, as disclosed in conventional 
techniques, the boron phosphide-based semiconductor layer containing 
twinning cannot be stably obtained. That is, conditions necessary for 
producing a boron phosphide-based semiconductor layer stably containing 
twinning are not heretofore clarified and therefore a hght-emitting device 
having excellent emission intensity, for example, cannot be stably obtained. 

An object of the present invention is to provide a boron phosphide- 
based semiconductor layer comprising a crystal structure where twinning 
can be stably incorporated. 

Another object of the present invention is to provide a boron 
phosphide-based semiconductor device improved in its properties by having 
the device provided with a polycrystaUine boron phosphide-based 
semiconductor layer stably containing twinning and having a specific crystal 
surface as a twinning plane, and to provide a method of producing the boron 
phosphide-based semiconductor device. 

Still another object of the invention is to provide an LED excellent in 
efficiency of taking out emitted Kght toward the outside. 
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Here, the boron phosphide-based semiconductor layer comprising 
the crystal structure the present invention aims at is not a conventional 
boron phosphide-based semiconductor layer comprising a film-form single 
crystal, but a boron phosphide-based semiconductor comprising a 
polycrystal that is an aggregate of single crystal entities different in the 
crystal direction of the twinning interface (twinning plane) (see, "Chemical 
Crystallography" by C.W. Van, 1st ed., pages 75-76, Baifukan (June 15, 
1970)). 

Disclosure of the Invention : 

The present invention provides a boron phosphide-based 
semiconductor device comprising a substrate composed of a silicon (SO 
single crystal and a boron phosphide-based semiconductor layer formed on a 
surface of the substrate and composed of a boron phosphide-based 
semiconductor crystal having a crystal plane identical with a crystal plane 
constituting the surface of the substrate, wherein the substrate is composed 
of a {lll}-Si single crystal having a surface of {ill} crystal plane, the boron 
phosphide-based semiconductor layer is composed of a polycrystal layer that 
is an aggregate of a plurality of triangular pyramidal single crystal entities 
of the boron phosphide-based semiconductor crystal, each of the single 
crystal entities having a bottom face that is composed of a {ill} crystal 
plane of the boron phosphide-based semiconductor crystal running parallel 
to the {ill} crystal plane of the substrate, being surrounded by planes 
eqxiivalent to the {ill} crystal plane of the boron phosphide-based 
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semiconductor crystal, and having a twinning interface tliat forms an angle 
of 60° relative to a <110> crystal direction of the substrate. 

In the boron phosphide-based semiconductor device, the boron 
phosphide-based semiconductor layer has stacked thereon a group III-V 
compound semiconductor layer to form a hetero junction, and the group UI- 
V compound semiconductor layer is composed of crystal planes arrayed at 
an interval agreeing with a spacing (lattice spacing) of crystal planes 
intersecting with surfaces of the single crystal entities constituting the 
boron phosphide-based semiconductor layer. 

In the boron phosphide-based semiconductor device, each single 
crystal entity of the boron phosphide-based semiconductor layer comprises a 
boron monophosphide crystal. 

The present invention also provides a method for producing the 
boron phosphide-based semiconductor device described above, comprising 
forming the boron phosphide-based semiconductor layer on the {lll}-Si 
single crystal substrate at a temperature of 950 to 1,100°C by a metal 
organic chemical vapor deposition (MOCVD) method at a growth rate of 20 
to 60 nm/min. 

In the method, the temperature can be not less than 1,025°C and not 
more than 1,075°C, and the growth rate can be not less than 30 nm/min and 
not more than 40 nm/min. 

The present invention also provides a hght-emitting diode 
comprising the boron phosphide-based semiconductor device described above, 
wherein it has a Ught-emitting layer, an upper clad layer and a lower clad 
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layer, and the polycrystal layer is used as the upper and lower clad layers. 

In the hght-emittLng diode, the lower dad layer has a function to 
reflect light emitted from the light-emitting layer outside of the light- 
emitting diode and has emitted-light reflectance of not less than 30%. 

In the Hght-emitting diode, the upper and lower clad layers can have 
a substantially identical thickness. 

In the light-emitting diode, the lower dad layer has a thickness of d 
nm and the light einitted from the hght-emitting layer has a wavelength of 
X nm, and the thickness and wavelength have a relation X - 0.135 • d + 380 
(provided that 420 nm < X ^ 490 nm). 

The present invention also provides a boron phospMde-based 
semiconductor layer formed on a surface of a substrate composed of a silicon 
(Si) single crystal, comprising a boron phosphide-based semiconductor 
crysted having a crystal plane identical with a crystal plane constituting the 
surface of the substrate, wherein the substrate is composed of a {lll}-Si 
single crystal having a surface of {ill} crystal plane, the boron phosphide- 
based semiconductor layer is composed of a polycrystal layer that is an 
aggregate of a pluraKty of triangular pyramidal single crystal entities of the 
boron phosphide-based semiconductor crystal, each of the entities having a 
bottom face that is composed of a {ill} crystal plane of the boron phosphide- 
based semiconductor crystal running parallel to the {ill} crystal plane of 
the substrate and being surrounded by planes equivalent to the {ill} crystal 
plane of the boron phosphide-based semiconductor crystal, and having a 
twinning interface that forms an angle of 60° relative to a <110> crystal 
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direction of the substrate. 

According to the present invention, as described above, since the 
boron phosphide-based semiconductor layer provided on the Si single crystal 
substrate is composed o£ a polycrystal layer that is an aggregate of single 
crystal entities containing twininng capable of absorbing misfit dislocation 
and preventing the propagation of dislocation, it is possible to construct a 
boron phosphide-based semiconductor layer excellent in crystaUinity and 
reduced in the dislocation density. As a result, it is possible to provide a 
boron phosphide-based semiconductor device using the boron phosphide- 
based semiconductor layer and having excellent characteristics, such as 
high emission intensity, excellent rectification property and high breakdown 
voltage. 

In addition, since the upper and lower clad layers sandwiching the 
light-emitting layer of the fight- emitting diode according to the present 
invention are composed of the polycrystal layer that is an aggregate of a 
plurafity of single crystal entities including the twining and since the lower 
dad layer is adjusted to have a thickness that can bring about emitted-fight 
reflection of not less than 30%, it is possible to provide a fight-emitting diode 
exceUent in efficiency of taking out emitted fight toward the outside. 

Brief Description of the Drawings- 
Fig. 1 is a schematic view showing the form of a single crystal entity 
constituting the polycrystal layer according to the present invention. 
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Fig. 2 is a schematic plan view showing the structure of the 
polycrystal layer according to the present invention. 

Fig. 3 is a schematic view showing crystal planes intersecting with 
the {ill} crystal plane of the boron phosphide-based semiconductor layer 
according to the present invention. 

Fig. 4 is a schematic plan view of the LED according to Example of 
the present invention. 

Fig. 5 is a cross-sectional schematic view of the LED taken along 
line V-V of Fig. 4. 

Fig, 6 is a view showing the electron beam diffraction pattern of the 
boron phosphide layer according to Example of the present invention. 

Fig. 7 shows an example of the wavelength dependency of the 
reflectance of a p-type boron phosphide layer- 
Best Mode for Carrying Out the Invention- 

In the present invention, the boron phosphide-based semiconductor 
layer can be suitably formed on a Si single crystal substrate having a {ill} 
crystal plane sxirface (in this description, this substrate is referred to as a 
{lll}-Si single crystal substrate). On the {ill} crystal plane of a diamond 
crystal structxxre Si single crystal, silicon atoms are more densely present 
than on the {lOO} or {llO} crystal plane. Therefore, the {lll}-Si single 
crystal substrate is advantageous in that the constituent elements of a 
boron phosphide -based semiconductor layer deposited on the substrate can 
be prevented from diffusing in or penetrating through the interior of the 
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substrate. This is effective in constituting a clear junction interface. Also, 
when the {lll}-Si single crystal substrate has electrical conductivity, this 
provides an eflPect of, for example, facilitating the fabrication of a hght- 
emitting device, because an ohmic electrode having either positive or 
negative polarity can be provided on the back surface as a back electrode. 
In particular, an electrically conducting single crystal substrate having a 
low resistivity (specific resistance) of 1 mQ'cm or less, preferably 0.1 
mQ*cm or less, contributes to the production of an LED having a low 
forward voltage (so-called VO. Furthermore, this substrate has excellent 
heat radiation property and therefore, is effective in fabricating an LD for 
which stable oscillation is ensured. 

The boron phosphide-based semiconductor layer stacked, as a 
polycrystal layer, on the surface of the {lll}-Si substrate is preferably a 
layer containing boron (B) and phosphorus OP) as constituent elements, such 
as a layer of BaAlpGaylni-a-p-yPi- sAss (wherein 0<a^l, 0<P<1, 0<y<1, 0 

< a+P+y < 1 and 0 < 5 < l). Or, the polycrystal layer can be composed of, for 
example, a layer of BaAlpGaylni-a-p-yPi-sNs (wherein 0<a^l, 0<P<1, 0<y 

< 1, 0 < a•^p-^Y :< 1 and 0 < 5 < l). A boron monophosphide (BP) is 
particularly preferred because the constituent elements are only boron (B) 
and phosphorus (P), and the film formation is advantageously easier than 
the mxdti-element mixed crystal due to the small number of constituent 
elements. A boron phosphide, for example, grown by metal organic 
chemical vapor deposition (MOCVD) means under the conditions such that 
the growth rate is from 2 to 30 nm/min and the supply ratio (so called V/III 
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ratio) of raw materials between the group V element, such as phosphorus, 
and the group III element, such as boron, is from 15 to 60, becomes a wide 
bandgap semiconductor having a bandgap of about 3 eV at room 
temperature. The boron phosphide semiconductor layer having such a 
wide bandgap can be used, for example, as a clad layer for a light-emitting 
layer in a light-emitting device. 

In the present invention, the boron phosphide-based semiconductor 
layer that is the polycrystal layer is constructed by aggregating a plurality 
of single crystal entities comprising a boron phosphide-based semiconductor 
crystal. Fig. 1 schematically shows the form of the single crystal entity 
constituting the polycrystal layer according to the present invention. Each 
single crystal entity 13 on a {lll}-Si single crystal substrate 11 has an outer 
shape of a regular triangular pyramidal body 13b, the periphery of which is 
surrounded by planes equivalent to the {ill} crystal plane of a boron 
phosphide-based semiconductor crystal, or a regular triangular pyramidal 
body 13c, the top part of which has a {ill} crystal plane. The bottom face 
13a of each single crystal entity 13 is composed of a {ill} crystal plane of a 
boron phosphide-based semiconductor crystal disposed in parallel with the 
{ill} crystal plane of the {lll}-Si single crystal substrate. The bottom face 
13a means a crystal plane contacting the surface of the {lll}-Si single 
crystal substrate 11. 

' As shown in a schematic plan view of Fig. 2, the polycrystal layer 12 
of the present invention is constructed by connecting a plurality of 
triangular pyramidal single crystal entities 13 with each other. Respective 
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single crystal entities 13 are connected with each other through a junction 
face 16. Inside each single crystal entity 13, twinning 15 is present. The 
direction ia which the twinning plane 14 of the twinning incorporated inside 
each single crystal entity exists is not uniformly constant and therefore, the 
boron phosphide-based semiconductor layer composed of single crystal 
entities 13 containing twinning in different crystal directions is referred to 
as a polycrystal layer 12 in the present invention. Particularly, in the 
present invention, the polycrystal layer 12 is constructed by aggregating 
single crystal entities 13 each having twinning regxilarly incorporated to 
direct the twinning plane at an angle of 60° with respect to the <110> 
crystal direction of the {lll}-Si single crystal constituting the substrate. 
The twinning plane as used herein specifically means a plane equivalent to 
the {ill} crystal plane of the boron phosphide-based semiconductor crystal, 
namely, a crystal plane, such as {ill}, {-l.-l.-l.}, {l.-l.l.}, etc. Also, the 
twinning plane is characterized by running parallel with any one of {ill} 
crystal planes of the boron phosphide-based semiconductor crystal, 
constituting the periphery of the triangular pyramidal single crystal entity 
13. By virtue of the generation of twinning 15 having a twinning plane 14 
that is a {ill} crystal plane of the boron phosphide-^based semiconductor 
crystal, the generation and propagation of misfit dislocation ascribable to 
lattice mismatching between the Si single crystal substrate and the boron 
phosphide-based semiconductor crystal can be effectively suppressed. In 
the boron phosphide-based semiconductor crystal, the twinning having a 
{ill}, crystal plane as the twinning plane can be stably and easily formed as 
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compared with twinning haviag a different crystal plane as the twinning 
plane. Accordingly, when the polycrystal layer 12 is constructed by 
aggregating single crystal entities each containing twianiag haviag as the 
twinniag plane a {ill} crystal plane of the boron phosphide-based 
semiconductor crystal, an effect of stably suppressing the propagation of 
misfit dislocation can be provided. 

The presence of twinning is known, for example, by the presence or 
absence of an abnormal diffiraction spot on an electron diffraction pattern 
photographed using an electron diffraction technique (see, "Crystal Electron 
Microscopy^' by Kimitomo SAEL^V, 1st ed. pages 111-113, Uchida Rokakuho 
(November 25, 1997)). Also, by measuring the angle between the <110> 
crystal direction and the diffraction spot ascribable to twinning on a 
diffraction pattern photographed by entering an electron beam ia parallel 
with the <110> crystal direction of the boron phosphide-based 
semiconductor layer, the angle formed by the <110> crystal direction and 
the twinning can be known. Incidentally, the twinning can be regarded as 
a kind of stacking fault (see, "Crystal Electron Microscopjr", supra, page 112). 

For obtaining the polycrystal layer according to the present 
invention that is an aggregate of single crystal entities each containing 
twinniag, the conditions at the film formation have to be precisely controlled. 
In particular, a triangular pyramidal single crystal entity comprising a 
boron phosphide-based semiconductor crystal containing twinning having as 
the twinning plane a {ill} crystal plane is formed by an atmospheric 
pressure metal organic chemical vapor deposition (MOCVD) method using a 
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Starting material system of triethylborane ((C2H5)3B)/phospliine 
(PB[3)/hycLrogen (H2) while precisely controlling the growth temperature. In 
the MOCVD method, the temperature for obtaining a boron phosphide- 
based semiconductor polycrystal layer, particularly, a poly crystal layer of 
boron monophosphide is preferably from 950 to 1,100°C, more preferably 
from 1,025 to 1,075''C. For forming a boron phosphide-based 
semiconductor polycrystal layer containing indium (In), a lower temperature 
of about 950 to about 1,000°C is preferred and for forming a boron 
phosphide-based semiconductor polycrystal layer containing aluminum (Al) 
as a constituent element, a relatively high temperature of about 1,050 to 
1,100^C is preferred. At a high temperature exceeding about 1,200°C, a 
polyhedral boron phosphide, such as BPe or B13P2, is readily generated and 
this is disadvantageous in obtaining a boron phosphide-based semiconductor 
layer having a homogeneous composition. 

For efficiently forming a single crystal entity having twining therein, 
the growth rate is preferably from 20 to 60 nm/min. In the case of boron 
monophosphide (BP), the particularly preferable growth rate is from 30 to 
40 nm/min. In a single crystal entity grown at a rate exceeding 60 nm, a 
large amount of twinniug (stacking fault) and additionally, an abrupt 
increase in the density of other crystal faults, such as point defect and 
dislocation, are disadvantageously generated and a polycrystal layer having 
excellent crystaLinity can be hardly obtained. On the contrary, if the 
growth rate is reduced, in other words, if a longer time is necessary for 
obtaining a boron phosphide-based semiconductor layer having a desired 
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layer thickness, the occasion of causing volatilization of phosphorus (P) that 
is a constituent element increases at the growth time. Therefore, if the 
growth rate is as small as less than 20 nm/min, non-equilibrium abruptly 
occurs in the chemical equivalent ratio between the constituent elements of 
the boron phosphide-based semiconductor layer due to vaporization or 
volatilization of phosphorus (P). A boron phosphide-based compound 
semiconductor layer having a stoichiometrically non-equilibrium 
composition contains a large amount of point defect and therefore, is not 
suitable as the polycrystal layer for use ia the present invention. 

The twinning contained inside the single crystal entity has an 
activity of suppressing the propagation of misfit dislocation generated due to 
lattice mismatching, for example, between the sihcon single crystal of the 
substrate and the boron phosphide-based semiconductor constituting the 
single crystal entity. For example, misfit dislocation generated from the 
junction interface between the Si substrate and the siagle crystal entity is 
absorbed by the twinning present inside the single crystal entity and 
prevented from propagating to the upper part. As a result, the density of 
dislocation passed through to reach the upper part of the single crystal 
entity is reduced. 

For obtaining a siagle crystal entity reduced in the misfit dislocation, 
technical means of providing a buffer layer in the middle between the Si 
single crystal substrate and the boron phosphide-based semiconductor layer 
is also effective. The buffer layer is preferably composed of an amorphous 
or polycrystalline boron phosphide based compound semiconductor layer. 
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The amorphous or polycrystaUine buffer layer exerts an effect of relaxing 
the lattice mismatching with the Si single crystal constituting the substrate 
and providing a boron phosphide-based semiconductor layer reduced in the 
density of the crystal defects, such as misfit dislocation. In particular, 
when the buffer layer is composed of a boron phosphide-based 
semiconductor, this provides an effect of forming a boron phosphide-based 
semiconductor layer having continuity on the buffer layer because boron and 
phosphorus act as ''growth nudef accelerating the growth. In the case of 
constituting the buffer layer of boron phosphide, the layer thickness is 
preferably from about 1 to 50 nm, more preferably from 2 to 15 mn. 

The surface layer part of the polycrystal layer constructed by 
aggregating single crystal entities containing twinning forms a region 
reduced in the misfit dislocation passed through from the lower Si single 
crystal substrate side, and favored with excellent crystaUinity, Accordingly, 
on the boron phosphide-based semiconductor polycrystal layer having the 
constitution of the present invention, a deposited layer having excellent 
crystaUinity can be grown. In particular, when the deposited layer is a 
crystal layer constituted of crystal planes arrayed at the same interval as 
the spacing (lattice spacing) of crystal lattices intersecting with the surface 
of the single crystal entity of the boron phosphide-based semiconductor 
forming the surface of the polycrystal layer, this is effective in obtaining a 
crystal layer reduced in the misfit dislocation and favored with excellent 
crystaUinity. As schematically shown in Fig. 3, a lower Miller index {hid} 
plane crossing the surface 17 composed of a {ill} crystal plane of the single 
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crystal entity includes {110} and {100} crystal planes in addition to the {ill} 
crystal plane ofh = k = l= l. The spacing (= D) of these {hkl} crystal planes 
on the surface of the {ill} crystal plane of the single crystal is given, in the 
case of a cubic zinc blend-type boron phosphide-based semiconductor crystal, 
as D (A) = a/{(h2+k2+12)i/2 • sinG}, wherein a (A) denotes a lattice constant of 
the boron phosphide-based semiconductor crystal and 9 denotes an angle 
between the {ill} crystal surface 17 and the crystal plane crossing it. 
Examples thereof include a case of depositing on the surface of a boron 
phosphide (BP) polycrystal layer, a layer of wurtzite-type gallium- indium 
nitride mixed crystal (Gao.gJno.oeN) having arrayed therein hexagonal 
(l. 0.0.0.) crystal planes each agreeing in the lattice spacing 3.21 A) with 
the {110} crystal plane orthogonally meeting the {ill} crystal plane of the 
BP single crystal entity 13 constituting the surface of the BP polycrystal 
layer. Such a crystal layer having excellent crystaUinity can be suitably 
used, for example, as a light-emitting layer giving high -intensity emission in 
a hght-emitting device. 

Examples of the boron phosphide-based semiconductor device that 
can be fabricated using the polycrystal layer composed of a boron phosphide- 
based semiconductor according to the present invention include an LED. 
The LED can be fabricated, for example, based on a stacked layer structure 
comprising a p-type {lll}-Si single crystal substrate, a p-type boron 
phosphide (BP) polycrystal layer according to the present invention grown 
on the substrate through an amorphous buffer layer containing boron CB) 
and phosphorus (P), an n type Hght emitting layer on the polycrystal layer 
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and an n-type boron phosphide (BP) polycrystal layer according to the 
present invention grown on the light-emitting layer. A polycrystal layer 
composed of single crystal entities of boron phosphide having a bandgap of 
about 3 eV at room temperature can be used as dad layers for sandwiching 
the light-emitting layer. 

When the polycrystal layer is used as clad layers, the thickness d 
(nm) of the lower clad layer is set to a value giving high reflectance for the 
wavelength (nm) of light emitted feom the light- emitting layer. Here, the 
wavelength of light emitted from the hght-emitting layer is represented by 
the peak wavelength. The reflectance of the lower clad layer for light at a 
specific wavelength (= X) changes depending on the layer thickness (= d). 
For example, in a boron phosphide (BP) layer provided on a Si single crystal 
substrate, the layer thickness (= d) giving high reflectance for hght in the 
range of 420 nm < A. < 490 nm can be approximately calculated by the 
following formula (l): 

X (nm) - 0.135 • d + 380 (l) 

For example, the thickness of the lower clad layer giving high 
reflectance for the emitted violet hght at A, = 420 nm is about 300 nm. A 
single layer composed of boron phosphide, provided on an Si single crystal 
substrate and having a thickness of about 300 to 320 nm, gives reflectance 
exceeding about 30% to about 40% for the emitted violet hght at a 
wavelength of 420 nm. That is, the polycrystal layer having the thickness 
adjusted as described above can advantageously constitute, even if it is a 
single layer, a lower clad layer having high reflectance for hght at a 
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wavelength of X emitted from the light-emitting layer. 

The reflectance can be measured with a general reflectometer, 
spectral ellipsometer or the like using laser light or visible light as the Hght 
source. The reflectance is calculated from the intensity ratio between the 
incident light at a certain wavelength and the reflected light on the same 
plane as the incident hght. The reflectance is also expressed based on the 
ratio between the intensity of incident Hght at a certain wavelength and the 
intensity of reflected light in all azimuths irrespective of the scattering 
azimuth. The two are not discriminated but generically called reflectance 
in some cases. However, the reflectance as used in the present invention is 
a value calculated from the intensity ratio between the incident light and 
the reflected light on the same plane. Fig. 7 shows an example of the 
wavelength dependency of the reflectance of an undoped p-type boron 
phosphide layer formed on a Si single crystal, substrate. When the 
reflectance of the lower clad layer is less than about 30%, in an LED for 
example, the intensity of emitted hght released in the outside view-field 
direction is not improved. This is considered to be comphcatedly affected 
by the plane area in the region where the current for driving an LED (LED 
driving current) can diffuse, the hght-shieldLng effect of the electrode located 
in the direction for taking out emitted light toward the outside, and the like. 
When a boron monophosphide layer having reflectance of 30% or more, 
formed on an Si single crystal substrate, is used as the lower clad layer, an 
LED having an excellent efficiency for taking out emitted Ught toward the 
outside can be fabricated. Actually, a polycrystal layer having a reflectance 
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of 100% can be hardly obtained because there is a possibility of the 
polycrystal layer absorbing the emitted hght. In practice, the reflectance of 
the lower clad layer, which contributes to the improvement of emission 
intensity of an LED, is not less than 30% and less than 100%. 

The thickness (= d) of the lower dad layer can be controlled by the 
adjustment of the time necessary for the film formation of a polycrystal 
layer. Supposing d = 1,000 nm, the wavelength (= X) of emitted hght, 
which can be stiitably apphed ia the present invention, is calculated 
according to formula (l) above as about 515 nm or less. On the contrary, 
when the layer thickness is extremely small, a continuous film satisfactorily 
and evenly covering the surface of an amorphous layer can be hardly 
obtained. Also, when the growth time is extremely short and the film 
thickness is small, irregular film growth partly takes place on the 
amorphous layer and a discontinuous film inhomogeneous in the thickness 
results. Irregular asperities Gnhomogenous thickness) bring about Hght 
scattering and inhibit the improvement of reflectance in the constant 
direction. For constituting a lower dad layer having uniform junction 
properties with the hght-emitting layer and excellent surface flatness giving 
high reflectance, a lower clad layer having a thickness of about 100 nm or 
more is suitably used. 

When the upper clad layer is composed of the same boron phosphide- 
polycrystal layer as the lower dad layer, the strains imposed on the hght- 
emitting layer from the lower and upper dad layers sandwiching the hght- 
emitting layer can be made almost equal ia the quantity. This enables a 
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liglit-emitting layer ensuring stable wavelength and excellent intensity of 
emitted ILght to be obtained. In particular, wben the lower and upper clad 
layers are composed of the same boron phosphide polycrystal layer and have 
substantially the same thickness, the strains imposed on the Hght-emittLng 
layer from the upper and lower sides of the light-emitting layer due to the 
difference in the coefficient of thermal expansion or the Hke between the 
materials of which the hght-emitting layer and the clad layers are made, 
can be rendered more equal in the quantity. The "substantiaUy the same 
thickness" as used herein means that the difference in the thickness is ±10%, 
As described above, the layer thickness suitable for constituting the lower 
dad layer that serves also as the reflecting mirror and is a single layer 
provided on an Si single crystal substrate and composed of boron phosphide, 
is determined by formula (l). Accordingly, it is optimal to also determine 
the thickness of the upper clad layer in accordance with formula (l). By 
making equal the quantities of strains imposed on the hght-emitting layer 
from the upper and lower clad layers, the wavelength of emitted Hght can be 
prevented from unstably becoming a short wavelength, and stable emission 
of hght having a wavelength corresponding to the bandgap of the Hght- 
emitting layer can be advantageously obtained. 

The light-emitting layer sandwiched between the upper and lower 
clad layers can also be composed of a single or multiple quantum well 
structure having a well layer comprising GaxIni-xN (0 ^ X :< l) or GaNi-yPy 
(O < Y ^ l). Incidentally, a barrier layer for the well layer can be composed 
of AlxGai-xN (O < X < l) or GaNi-zPz (O < Z < 1, Z < Y). An n-type ohmic 
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electrode is provided on the n-type boron phosphide polycrystal layer 
forming the surface layer of the stacked layer structure, and a p-type ohmic 
electrode is disposed on the back surface of the p"type Si single crystal 
substrate, whereby an LED having a pn-junction hetero structure can be 
fabricated. 

An electronic device, such as hetero junction field effect transistor 
(FET), can be fabricated from a stacked layer structure comprising an 
undoped high-resistance {lll}-Si single crystal substrate, an oxygen- 
containing high-resistance boron phosphide polycrystal layer grown on the 
substrate through a polycrystaUine buffer layer containing boron (B) and 
phosphorus (P), and a high-purity n-type gallium nitride (GaN) layer 
provided on the polycrystal layer as an active layer (electron channel layer). 
The FET is fabricated by providing a Schottky junction gate electrode on the 
active layer and providing source and drain ohmic electrodes at the 
positions opposing each other through the gate electrode on the surface of an 
n-tjTpe contact layer stacked on the active layer. 

The single crystal entity containing twinning and composed of a 
boron phosphide -based semiconductor crystal of the present invention has 
an activity of preventing upward propagation of misfit dislocation ascribable 
to the lattice mismatching between the Si single crystal substrate and the 
boron phosphide-based semiconductor. 

Examples* 

The present invention is described in more detail below with 
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reference to a case where an LED is fabricated from a stacked layer 
structure comprising a {lll}-Si single crystal substrate having provided 
thereon a boron phosphide (BP) layer comprising a polycrystal layer. 

Fig. 4 is a schematic plan view of an LED IB according to the 
present invention, and Fig. 5 a schematic cross section of the LED IB taken 
along line V-V in Fig. 4. 

In a stacked layer structure lA for use in the LED IB, a boron-doped 
p-type Si single crystal having a plane offset by 2° from the {ill} plane was 
constructed as a substrate 101. On the substrate 101, a buffer layer 102 
composed of boron phosphide mainly comprising an amorphous one in the 
as- grown state was deposited at 350°C by an atmospheric-pressure MOCVD 
method using a triethylborane ((C2H5)3B)/phosphine (PH3)/hydrogen (H2) 
system. The thickness of the buffer layer 102 thus deposited was about 10 
nm. 

On the surface of the buffer layer 102, a p-type boron phosphide (BP) 
layer 103 composed of a polycrystal layer was stacked as a lower clad layer 
at 1,050°C with vapor phase growth means used in the aforementioned 
MOCVD method. The growth rate was set to 40 nm/min. The carrier 
concentration of the p-type boron phosphide (BP) layer 103 was 1 x lO^^ cm"3, 
the thickness thereof was about 400 nm, and the bandgap thereof at room 
temperature was about 3.0 eV. 

The crystal structure inside the p-type boron phosphide layer 103 
was analyzed from the cross-sectional TEM image and the electron beam 
diffraction pattern using a transmission electron microscope (TEM). Fig. 6 
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is a copy showing a difi&raction pattern of the p-type boron phosphide layer 
103, obtained by injecting an electron beam in parallel with the <110> 
crystal direction of the Si single crystal substrate 101. As shown in Fig. 6, 
a diffraction spot 19 attributable to the {ill} crystal plane of each single 
crystal entity 103a constituting the p"type boron phosphide layer 103 
composed of a polycrystal layer was positioned in parallel with the <111> 
crystal direction and adjacent to a diffraction spot 20 attributable to the 
(111) crystal plane of the Si single crystal substrate 101. From this, it was 
revealed that the single crystal entity 103a is a crystal entity where the 
{ill} crystal plane of boron phosphide is stacked in parallel with the <111> 
crystal direction on the surface of the Si single crystal substrate. 
Furthermore, as shown in the diffraction pattern of Fig, 6, diffraction spots 
21 attributable to twinning having a {ill} crystal plane as the twinning 
plane were also observed in the vicinity of the diffraction spots of the single 
crystal entity 103a aligaaing in the <111> crystal direction of the Si single 
crystal substrate 101 an:d were symmetrically positioned, with the 
diffraction spots of the single crystal entity 103a as the symmetrical points. 
From this, it was confirmed that the single crystal entity 103a contains 
twinning having a {ill} crystal plane as the twinning plane. It was 
confirmed from the position of the diffraction spot 21 attributable to the 
twinning that the twinning plane was present in the direction of 60° with 
respect to the <110> crystal direction of the BP crystal. 

On the surface of the p-type boron phosphide layer 103, a light- 
emitting layer 104 composed of hexagonal n-type gaUium indium nitride 
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(Gao.9oIno.ioN) was stacked at 850°C by an atmospheric-pressure MOCVD 
method using a system of trimethyl gallium ((CH3)3Ga)/trimethyl indium 
((CH3)3ln)/ammonia (NH3)/hydrogen (H2)- The thickness of the light- 
emitting layer 104 thus stacked was about 10 nm. 

On the surface of the light-emitting layer 104, an undoped n-type 
boron phosphide layer 105 composed of a polycrystal layer was stacked as 
an upper clad layer at 1,050°C using vapor phase growth means used in the 
aforementioned MOCVD method. The growth rate was set to 30 nm/min. 
Similarly to the p-type boron phosphide layer 103, the n-type boron 
phosphide layer 105 was constructed by an aggregate of regular tetrahedral 
single crystal entities 105a comprising the {ill} crystal plane of BP. The 
carrier concentration of the n-type boron phosphide layer 105 was 8 x 10^^ 
cm-3 and the thickness thereof was about 300 nm. The bandgap of the n- 
type boron phosphide layer 105 at room temperature was about 3.0 eV. 

From the electron beam diffraction pattern, it was observed that the 
{ill} crystal planes of the single crystal entities 105a constituting the n- 
type boron phosphide layer 105 were arrayed in parallel with the <111> 
crystal direction of the {lll}-Si single crystal substrate 101. Inside the 
single crystal entity 105a, the presence of twinning having a {ill} crystal 
plane of the BP crystal as the twinning plane was confirmed. The twinning 
plane was present in the direction of 60° with respect to the <110> crystal 
direction of the BP crystal. 

A light-emitting part 106 of a pn-junction double hetero (DH) 
structure was constructed from the p"type boron phosphide layer 103 and 
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the n type boron phosphide layer 105, each having a bandgap of about 3.0 
eV at room temperature, and the light-emitting layer 104 composed of a 
material having the same lattice plane spacing as the layers 103 and 105, 

In the center part on the surface of the n-type boron phosphide layer 
105, a circular n-tjTpe ohmic electrode 107 serving also as a pad electrode 
was disposed. The n-type ohmic electrode 107 was composed of a 
multilayer structure obtained by vacuum depositing films of Au-Ge 
alloy/Ni/Au. The diameter of the n-type ohmic electrode 107 was about 120 
\im. Furthermore, a p-type ohmic electrode 108 was disposed on the almost 
entire back face of the p-type Si single crystal substrate 101, thereby 
completing the LED IB. The p"type ohmic electrode 108 was composed of a 
vacuum deposited aluminum (Al) film. The Si single crystal substrate 101 
was cut in the directions parallel and perpendicular to the [211] direction to 
form a square LED IB having a one -side length of about 300 (jim. 

After connecting a gold (Au) wire to the n-type ohmic electrode 107, 
an operating current of 20 mA was passed in the forward direction between 
the n-type ohmic electrode 107 and the p"type ohmic electrode 108, and the 
emission properties were examined. The emission center wavelength was 
about 420 nm, and the full width at half mximum (FWHM) of the emission 
spectrum was about 32 nm. In the present invention, the hght emitting 
layer 104 was formed by using the p-type boron phosphide layer 103 reduced 
in the density of misfit dislocation as the underlying layer, so that a non- 
emitting dark line (see, "Optical Communication Device Engineering, Light- 
Emitting/Photo-Diode Device" by Hiroo YONETSU, 5th ed., pages 155-156, 
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Kogaku Tosho (May 20, 1995)) was not discernibly confirmed in the light- 
emitting region, and light emission almost uniform in the intensity was 
given from the entire surface in the light-emitting region. The brightness 
in the chip state as measured using a general integrating sphere was about 
8 mcd. Thus, an LED having high emission intensity was provided. With 
respect to the current-voltage (I-V) characteristics of the LED IB, no 
occurrence of local breakdown due to the effect of dislocation was observed, 
and it was revealed that from the structure of the present invention, a pn- 
junction Kght-emitting part 106 exhibiting good pn-junction-property 
(rectification property) was obtained. The forward voltage (so-called V£) 
determined from the I-V characteristics was 3.6 V (forward current = 20 
mA) and the reverse voltage was 6 V (reverse current = 10 fiA). Thus, an 
LED having high breakdown voltage was provided. 

Industrial Applicability- 

In the present invention, a boron phosphide-based semiconductor 
layer provided on a Si single crystal substrate having a surface of {lll}- 
crystal plane is composed of a polycrystal layer that is an aggregate of single 
crystal entities containing twinning capable of absorbing misfit dislocation 
and preventing the propagation of dislocation, so that a boron phosphide- 
based semiconductor layer having excellent crystaUinity and reduced in the 
dislocation density can be constructed. By using this, it is possible to 
provide a boron phosphide -based semiconductor device having excellent 
characteristics, such as a bom phosphide-based semiconductor light- 
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emitting device having high emission intensity, excellent rectification 
property and high breakdown voltage. 

Fxirthermore, in the present invention a Ught-emitting diode is 
constituted using, as upper and lower clad layers sandwiching a light- 
emitting layer, a polycrystal layer that is an aggregate of single crystal 
entities including twining, and the lower clad layer is adjusted to have a 
thickness that can bring about emitted-light reflection of not less than 30%. 
Therefore, it is possible to suppress absorption of emitted Ught by a Si single 
crystal substrate and enhance an efficiency of taking out the emitted Hght 
toward the outside. 

Moreover, by making the upper and lower clad layers of the same 
material and forming them to have substantially the same thickness, it is 
possible to make equal the quantities of strains imposed on the light- 
emitting layer firom the upper and lower directions of the Hght-emitting 
layer. This can prevent the wavelength of the emitted light from unstably 
becoming a short wavelength by virtue of the strains imposed. Thus, it is 
possible to provide a light-emitting diode that can stably emit light having a 
wavelength corresponding to the bandgap of the light-emitting layer. 
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CLAIMS 

1. A boron phosphide-based semiconductor device comprising a 
substrate (ll) composed of a silicon (Si) single crystal and a boron 
phosphide-based semiconductor layer formed on a surface of the substrate 
and composed of a boron phosphide-based semiconductor crystal having a 
crystal plane identical with a crystal plane constituting the surface of the 
substrate, wherein the substrate (ll) is composed of a {lll}-Si single crystal 
having a surface of {ill} crystal plane, the boron phosphide-based 
semiconductor layer is composed of a polycrystal layer (12) that is an 
aggregate of a plurahty of triangular pyramidal single crystal entities (13) of 
the boron phosphide-based semiconductor crystal, each of the single crystal 
entities having a bottom face (l3a) that is composed of a {ill} crystal plane 
of the boron phosphide-based semiconductor crystal running parallel to the 
{ill} crystal plane of the substrate, being surrounded by planes equivalent 
to the {ill} crystal plane of the boron phosphide-based semiconductor 
crystal, and having an interface of twining (15) that forms an angle of 60° 
relative to a <110> crystal direction of the substrate. 

2, The boron phosphide-based semiconductor device according to claim 
1, wherein the boron phosphide-based semiconductor layer has stacked 
thereon a group III-V compound semiconductor layer to form a hetero 
junction, and the group III-V compound semiconductor layer is composed of 
crystal planes arrayed at an interval agreeing with a spacing (lattice 
spacing) of crystal planes intersecting with surfaces of the single crystal 
entities (13) constituting the boron phosphide-based semiconductor layer. 
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3. The boron phosphide-based semiconductor device according to claim 
1 or daim 2, wherein each single crystal entity (13) of the boron phosphide- 
based semiconductor layer comprises a boron monophosphide crystal. 

4. A method for producing the boron phosphide-based semiconductor 
device set forth in any one of claims 1 to 3, comprising forming the boron 
phosphide-based semiconductor layer on the {lll}-Si single crystal 
substrate at a temperature of 950 to 1,100°C by a metal organic chemical 
vapor deposition (MOCVD) method at a growth rate of 20 to 60 nm/min. 

5. The method according to claim 4, wherein the temperature not less 
than 1,025°C and not more than IjOTS^'C, and the growth rate is not less 
than 30 nm/min and not more than 40 nm/min. 

6. A hght-emitting diode comprising the boron phosphide-based 
semiconductor device set forth in any one of claims 1 to 3, wherein it has a 
light-emitting layer (104), an upper clad layer (105) and a lower clad layer 

(103) , and the polycrystal layer (12) is used as the upper and lower clad 
layers. 

7. The light-emitting diode according to claim 6, wherein the lower clad 
layer has a function to reflect hght emitted from the hght-emitting layer 

(104) outside of the Hght-emitting diode and has emitted-light reflectance of 
not less than 30%. 

8. The hght-emitting diode according to claim 6, wherein the upper and 
lower clad layers have a substantially identical thickness. 

9. The light-emitting diode according to claim 6, wherein the lower dad 
layer has a thickness of d nm and the hght emitted from the Hght-emitting 
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layer has a wavelength of X nm, and the thickness and wavelength have a 
relation X « 0.135d + 380 (provided that 420 nm < A < 490 nm). 
10. A boron phosphide -based semiconductor layer formed on a surface of 
a substrate (ll) composed of a sihcon (Si) single crystal, comprising a boron 
phosphide-based semiconductor crystal having a crystal plane identical with 
a crystal plane constituting the surface of the substrate, wherein the 
substrate is composed of a {lll}-Si single crystal having a surface of {ill} 
crystal plane, the boron phosphide-based semiconductor layer is composed of 
a polycrystal layer that is an aggregate of a plurality of triangular 
pjrramidal single crystal entities of the boron phosphide-based 
semiconductor crystal, each of the entities having a bottom face that is 
composed of a {ill} crystal plane of the boron phosphide-based 
semiconductor crystal running parallel to the {ill} crystal plane of the 
substrate and being surrounded by planes equivalent to the {ill} crystal 
plane of the boron phosphide-based semiconductor crystal, and having a 
twinning interface that forms an angle of 60° relative to a <110> crystal 
direction of the substrate. 
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